The construction of metallacycles with fascinating shapes, such as molecular polygons 1 and wheels, 2 constitutes an ever-increasing area in supramolecular chemistry. As a type of molecular polygons, molecular rhomboids assembled by metal-ligand coordination have received a considerable attention; 1, 3 notable examples in the literature were assembled through "bottom-up" strategy and based on Pd(II)-pyridine, 3a,b,e Pt(II)-pyridine, 3c-h,j,l Pt(II)-carboxylate, 3i or Ru(II)/Fe(II)-pyridine 3k coordinations (Fig. 1, upper left) . In the course of our studies on the reactivity and catalytic application of rutheniumand osmium-thiolate wheels () 
(lower) in CDCl3 at 298 K.
ArSH (Ar = p- (Fig. 2, lower) resembles that of the structurally 8 revealed by X-ray crystal structure of the Os counterpart (Fig. 3) .
Upon treatment with a silver(I) salt such as AgOTf, ()-[Ru(S- (Fig. 6 ).
Apart from the abovementioned wheel-to-rhomboid isomerization, ()-[Ru(SAr) 2 (CO) 2 ] n wheels can also be used for nitrene transfer catalysis. To allow comparison of the catalytic activity between ()-[Ru(SAr) 2 (CO) 2 ] n and its Cu(I) complex ()-{Cu[Ru(SAr) 2 (CO) 2 ] n } + (the latter is known for n = 6 but not for n = 8 4 ), the structurally characterized ()-[Ru(S-p- In summary, a novel type of molecular rhomboid, constituted by eight octahedra linked by alternate face-and vertex-sharing mode, has been obtained, which is remarkably stable and could be formed by wheel-to-rhomboid isomerization of a rutheniumthiolate wheel at high temperature. The present work also demonstrates the potential utility of a molecular wheel in catalytic nitrene transfer reactions.
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